I. General experimental procedures A: Set-ups for the flow reactions
All microfluidic fittings were purchased from IDEX Health and Science. The syringes were connected to the capillary using ¼-28 flat-bottom flangeless fittings. A syringe pump (Fusion 200 Classic) equipped with a 10 mL syringe was used to infuse the liquid reagents into a reactor coil fabricated from a high purity perfluoroalkoxyalkane (PFA) capillary tubing (ID = 500 μm). The microreactor assembly was constructed of high purity PFA tubing (IDEX health and science, part no. 1622L) (L = 5.0 meters, ID = 500 µm, V = 1.0 mL) in combination with 1/2 Blue LEDs (12 W). The outlet of the microreactor led to the collection vial which is protected by aluminum foil to avoid additional photochemical reactions. The reactor was cooled with pressurized air to keep it at room temperature. The details of the reactor assembly is based on our previous work (Figures S1, S2 and S3). An oven-dried reaction tube (7.5 mL) was charged with 2-(pyridin-4-yl)but-3-en-2-ol 2 (0.2 mmol, 1.0 equiv.), ethyl bromodifluoroacetate (0.3 mmol, 1.5 equiv.), 2,6-di-tert-butyl-4-methylphenol (BHT, 0.4 mmol, 2.0 equiv.), fac-Ir(ppy)3 (1.3 mg, 1.0 mol%), imidazole (27.3 mg, 0.4 mmol, 2 equiv.) and a magnetic stirring bar in dichloromethane (1.0 mL), sealed with a rubber septum and subsequently degassed 3 times (freeze-pump-thaw: cooled to -78 °C and degassed via vacuum evacuation (5 min), backfilled with argon, and warm to room temperature). Next the reaction mixture was irradiated with blue LEDs (at approximately 1 cm distance from the light source). The temperature in the reactor was kept at room temperature. After 6 hours, the reaction is stopped and a sample was taken to carry out the HRMS (Scheme S1).
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Scheme S1. HRMS spectrum of the BHT-CF2CO2Et adduct.
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